1
In addition, some 14 compounds of non-natural origin have also shown 15 significant biological activities. anion (Scheme 1a). However, the substrate scope was 28 strictly limited to the activated alkenes in most cases. 29
Additionally, some reactions suffer from the control of the 30 regioselectivity.
Furthermore, the highly reactive N-31 chloroamides often cause the undesired side reactions. 32
Recently, N-fluorobenzenesulfonimide (NFSI) has 33 been widely utilized as a radical amination reagent, which 34 can provide a nitrogen-centered radical generated from 35 single-electron reduction by transition-metal catalysts. 4 It 36 should be noted that a sulfonimide moiety can be readily 37 removed. 5 (entries 3-6), CuBr•SMe2 was found to be the best (entry 6). 70
In addition, copper(II) catalysts also showed the catalytic 71 activity, except for Cu(OTf)2 (entries 7-11). We next explored the halogenation reagents in the 15 haloamination of 1a (Table 2) .
In addition to 16 chlorotrimethylsilane, other silyl chlorides, such as 17 chlorotriethylsilane, chlorotriphenylsilane, and 18 dichlorodimethylsilane, can also be applicable to the 19 reaction, providing 2a in comparable yields (entries 1-4) . 20
On the other hand, the reaction with a sterically hindered 21 chlorotri(i-propyl)silane gave a modest yield, which might 22 suppress the transmetalation step (entry 5). Instead of silyl 23 chlorides, inorganic chloride salts were examined. 24
Although lithium chloride gave an acceptable yield (entry 6), 25 sodium, potassium, and cesium salts gave poor results 26 probably due to their low solubility in dichloromethane 27 (entries 7-9). The reactions with bromotrimethylsilane and 28 iodotrimethylsilane gave complex mixtures (entries 10 and 29 11). 30 
33
The present copper-catalyzed chloroamination was 34 found to be applicable to various alkenes (Table 3) Both reactions of (E)-and (Z)--methylstyrene gave the 1 same diastereomer 2t, which can be rationalized by a 1,3-2 allylic strain model. 19 Furthermore, the reaction of 1,1-3 diphenylethene gave the aminated product 4 in 91% yield 4 instead of the expected chloroamination adduct. 5 Table 3 
